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Description 

BACKGROUND OF THE INVENTION 

5 The present invention relates to a cleaning agent for the semiconductor substrate surface used in production steps 

of semiconductors and LCDs (liquid crystal displays), and further relates to a method for cleaning the semiconductor 
substrate surface by using said cleaning agent 

At present, according to the recent trend of high integration of LSI, various technologies have been introduced in 
production steps of semiconductors. Silicon wafers, which are used for producing semiconductor devices mainly 

io applied to production of LSIs, are prepared by cutting out from a single crystal of silicon ingot and being subjected to 
production steps of lapping and polishing. For these reasons, the surface of thus prepared silicon wafers are contami- 
nated with a large amount of metallic impurities. Furthermore, in steps following to these production steps, the silicon 
wafers surface may have a number of risks of metallic contamination, because the wafers are subjected to production 
steps of semiconductor devices such as ion implantation step, metal terminal formation step and etc. 

15 In the recent years, there have been proposed to introduce chemical mechanical polishing (CMP) technologies for 
producing the semiconductor devices in accordance with the requirement of planarization of semiconductor substrate 
surface due to the recent trend of multi-level metallized wirings. The CMP technology is a method to make the surface 
of silicon wafers flatness by using slurry of silica or alumina. The objectives of polishing are silicon oxide film, wirings 
and plugs on the surface. In this case, the surface of silicon wafers is contaminated with silica or alumina slurry, metallic 

20 impurities containing in the slurries, and metallic impurities caused by polished plug or wiring metals. In such a case, a 
large amount of metallic contaminants are widely spreaded out on the whole surface of the silicon wafers. 

When the semiconductor substrate surface is contaminated with metallic impurities as mentioned above, the elec- 
trical properties of semiconductor devices are affected for the worse, and as a result the reliability of semiconductor 
devices will be lowered. Further, the semiconductor device may possibly be destroyed for a large amount of metallic 

25 contamination. So that it is necessary to remove the metallic contaminants from the substrate surface by introducing 
cleaning step after the CMP process. 

Nowadays, the cleaning step is conducted by a method of chemical cleaning, physical cleaning or combinations 
thereof. Among methods of chemical cleaning, RCA cleaning method which was developed in 1970's, is used widely in 
the art. The solution of RCA cleaning is consisting of acid-type cleaning solutions and alkali-type cleaning solutions. 

30 The acid-type cleaning solution, such as HPM (hydrochloric acid-hydrogen peroxide mixed aqueous solution) and DHF 
(diluted hydrofluoric acid solution) is used for removing the metallic contaminants. On the other hand, the alkali type 
cleaning solution, which is represented by APM (ammonia-hydrogen peroxide mixed aqueous solution), possesses an 
excellent ability to remove the particle contaminants, but it possesses insufficient ability to remove the metallic contam- 
inants. 

35 Under such circumstances, for the purpose to remove the metallic contaminants, the acid-type cleaning solution 

such as HPM and DHF may inevitably be used. 

However, the metallized wirings being provided on the semiconductor substrate surface may be corroded with the 
cleaning solution, because such an acid-type cleaning solution possesses strong ability to dissolve the metals. 

In order to avoid such corrosion problem of the metallized wirings being provided on the semiconductor substrate 
40 surface, a physical (mechanical) cleaning method can be applied. As to the physical cleaning method, there can be 
exemplified by a brush-scrubbing method by using high speed rotating brush(s); an ice-scrubbing method by using jet- 
ted out fine particles of ice; a method of cleaning by high pressure jet stream of ultra- pure water; and a megasonic 
cleaning method by using ultrasonic wave and the like. 

Each one of these physical cleaning methods is effective to avoid corrosion problem of the metallized wirings being 
45 provided on the semiconductor substrate surface. However, the ability for removing metallic contaminants can hardly 
be expected only by use of these physical cleaning methods. For this reason, it is proposed to use the physical cleaning 
method in combination with chemical cleaning method by using an acid-type cleaning solution. 

It should be noted that though the ability for removing metallic contaminants can be expected by conducting the 
RCA cleaning method using an inorganic acid, such the method has some problems exemplified that the metallized wir- 
50 ings being provided on the surface may be damaged, further the insulation film of silicon oxide being provided on the 
surface may be etched with the inorganic acid. 

Therefore, it is necessary to dilute the concentration of the inorganic acid as lower as possible, and to reduce the 
cleaning time as shorter as possible. 

However, as a result of such considerations, adequate effects for cleaning can not be expected. 
55 In addition to the above, other method for cleaning the semiconductor substrate surface is available, in which an 

aqueous solution of a monocarboxylic acid in combination with a surfactant is used. However, this method is understood 
that though it is effective to improve the wettability between the aqueous solution and the semiconductor substrate sur- 
face by use of the surfactant, this method requires the longer time to remove the metallic contaminants, further an ade- 
quate cleaning efficiency can not be expected. 


2 


EP 0 812 011 A2 


Additionally, other method for removing the metallic contaminants such as the one using of citric acid solution in 
combination with a brush-scrubbing cleaning was reported. However, the effect for removing the metallic contaminants 
was insufficient only by use of citric acid solution, so that an adequate cleaning effects was not obtained. 

As explained above, there have not been found yet any effective means for removing particles and metallic contam- 
5 inants without corrosing the metallized wirings and without giving adverse effect of pianarization on the semiconductor 
substrate surface. 

PROBLEMS TO BE SOLVED BY THE INVENTION 

w In consideration of these facts as mentioned above, the problems to be solved by the invention is to provide a clean- 
ing agent for the semiconductor substrate surface without corrosing the metallized wirings and without increasing 
micro-roughness on the semiconductor substrate surface, as well as to provide a cleaning method for the semiconduc- 
tor substrate surface by use of said cleaning agent. 

15 MEANS FOR SOLVING THE PROBLEMS 

The present invention is established to solve the above-mentioned problems and the present invention relates to a 
cleaning agent for the semiconductor substrate surface which comprises an organic acid having at least one carboxyl 
group and a complexing agent having chelating ability. 
20 The present invention further relates to a cleaning method for the semiconductor substrate surface, which com- 
prises treating the semiconductor substrate surface with a cleaning agent comprising an organic acid having at least 
one carboxyl group and a complexing agent having chelating ability. 

The present inventors have made an extensive research work for achieving the above-mentioned object. 

As a result, the inventors have found that the metallic contaminants being adsorbed and adhered on the semicon- 
25 ductor substrate surface can easily be removed by use of a cleaning agent containing an organic acid having at least 
one carboxyl group and a complexing agent having chelating ability, without corrosing metallized wirings being provided 
on the semiconductor substrate surface and without depreciating the pianarization on the surface thereof which are 
occurred when a strong acid or strong alkali solution is used, and on the basis of these finding, the present invention 
has been established. 

30 The reason why the above-mentioned object can be achieved by conducting a method of the present invention is 
presumed as follows. That is, when the organic acid dissolves metal oxides and metal hydroxides, such as Fe and Al, 
even though they are in quite small amounts, said dissolved metallic ions may form metal complexes with the complex- 
ing agent. As the result, an equilibrium in the reaction system of the cleaning agent may be transferred to the direction 
toward to dissolve the metals, which improves the metal dissolving power of the organic acid, thus removal of the metal - 

35 lie contaminants being adsorbed and adhered on the semiconductor substrate surface can be achieved. 

The organic acid to be used in the present invention is one having at least one carboxyl group, preferably one hav- 
ing 1 to 3 carboxyl groups and more preferably one having 2 to 3 carboxyl groups, and the organic acid may contain 
also 1 to 3 hydroxy! groups and/or 1 to 3 amino groups. 

The examples of said organic acids of the present invention include monocarboxylic acids such as formic acid, ace- 

40 tic acid and propionic acid , dicarboxylic acids such as oxalic acid, malonic acid, succinic acid, glutaric acid, adipic acid, 
pimelic acid, maleic acid, fumaric acid and phthalic acid, tricarboxylic acids such as trimellitic acid and tricarballylic acid, 
oxycarboxylic acids exemplified by oxymonocarboxylic acids such as hydroxybutyric acid, lactic acid and salicylic acid, 
oxydicarboxylic acids such as malic acid and tartaric acid and oxytricarboxylic acids such as citric acid; aminocarboxylic 
acids such as aspartic acid and glutamic acid. 

45 Among them, a dicarboxylic acid or an oxycarboxylic acid is preferable. 

The organic acid relating to the present invention can be used singly or in combination suitably with 2 or more of 

them. 

The complexing agent having chelating ability of the present invention is preferably those which can be able to form 
complex compounds with the metallic contaminants such as Fe and Al, and they are exemplified by aminopolycarbox- 

so ylic acids such as ethyl enediamine tetraacetic acid (EDTA), and trans- 1,2<liaminocyclohexane tetraacetic acid 
(CyDTA), phosphonic acid derivatives such as ethylenediamine tetra(methylenephosphonic acid) (EDTPO), ethylene- 
diamine di (methyl enephosphonic acid) (EDDPO), nitrilotris(methylenephosphonic acid) (NTPO) and 1 -hydroxy ethyl - 
ydene-1,1-diphosphonic acid (HEDPO) , condensed phosphoric acids such as tripolyphosphoric acid and 
hexamethaphosphoric acid, diketones such as acetylacetone and hexafluoroacetylacetone , amines such as ethyl ne- 

55 diamine and triethanolamine, an inorganic ion such as a halide ion (for example F", CI Br", I"), a cyanide ion, a thiocy- 
anate ion, a thiosuffate ion and an ammonium ion. Among them, a phosphonic acid derivative is preferable. 

The complexing agents relating to the present invention may be used singly or used suitably combined with 2 or 
more of them. 

The cleaning agent of the present invention are generally used in a solution, preferably in an aqueous solution. The 


3 


EP 0 812 011 A2 


organic acid and the complexing agent contained thereof are dissolved in water to give the aqueous solution containing 
the organic acid and the complexing agent. 

When the concentration of the organic acid and the complexing agent in the aqueous solution is too low, an ade- 
quate cleaning effect can not be obtained and additionally, in case of the semiconductor substrate surface being unex- 
5 pectedly contaminated severely, the cleaning effect may be decreased. On the other hand when the concentration of 
the organic acid in the solution is too high, adequate cleaning effect can be obtained, but is not preferable from the cost- 
performance standpoint. 

On the other hand, when the complexing agent is used in the higher concentration, an adequate cleaning effect can 
be obtained. However, the use of a large amount of complexing agent may bring harmful contamination with organic 
w impurities on the semiconductor substrate surface, which results certain problems of electrical properties of the semi- 
conductor. From the economical standpoint, it is preferable that the complexing agent may not be used in a large quan- 
tity. 

Generally, the concentration of the organic acid in the solution is selected from a the range of 0.05 to 50 % by 
weight, preferably 1 to 30 % by weight. 
is Generally the complexing agent is used in an amount within the range of 0.01 to 10% by weight, preferably 0.1 to 
1 .0 % by weight in the solution. 

In order to clean the semiconductor substrate surface, the surface is treated with the cleaning agent of the present 
invention mentioned above. For this purpose, generally, silicon wafers are dipped in the cleaning agent. In addition, this 
purpose can also be achieved by taking a procedure to apply to spray or coat the cleaning agent on the semiconductor 
20 substrate surface or any other procedures so far as the semiconductor substrate surface is thoroughly allowed to con- 
tact with cleaning agent. 

This treatment may be combined with any conventional physical cleaning method such as brush-scrubbing method 
and megasonic method. 

In the present invention, the cleaning agent for the semiconductor substrate surface shows cleaning efficiency at 
25 ordinary temperature, and generally the cleaning agent is used at suitable temperature by heating, because the effect 
for removing contaminants of microfine particles is increased at higher temperature. 

In addition to the constitutional ingredients as mentioned above, various auxiliary ingredients such as surfactants, 
buffers and organic solvents may be contained in the cleaning agent of the present invention within the range which 
does not inhibit the cleaning efficiency according to the present invention. 
30 The present invention is explained in more detail by referring to the following Examples and Reference Examples, 
but the present invention is not limited by them. 

In the present invention, the amount of metallic impurities on the surface of silicon wafers was measured by M diluted 
hydrofluoric acid / graphite furnace atomic absorption spectrometry " . 

In case of preparing reagents and carrying out of analytical operations, ultra- pure water was used, and also 
35 hydrofluoric acid of ultra-pure reagent grade was used for the analysis. 

Example 1 

P-type (1 00) silicon wafers having 6 inches in diameter were dipped in an aqueous solution prepared by adding 100 
40 ppb each of Fe, Al and Cu (each of which is a nitrate solution), then the silicon wafers contaminated with those metallic 
ions were dried by means of a spin-dryer. 

Fe 5 x 10 13 atoms/cm 2 , Al 8 x 10 13 atoms/cm2 and Cu 2 x 10 13 atoms/cm 2 were adsorbed or adhered on the sur- 
face of silicon wafers. 

Each one of the above-mentioned silicon wafers was dipped in each one of the cleaning agent of the present inven- 
ts tion nominated as Nos. 1 to 10, having the formations as shown in Table 1 . Then the wafers were treated at 70 °C for 
10 minutes. After that, the each one of thus obtained silicon wafers was washed with ultra-pure water and dried by 
means of a spin-dryer. The amount of those metallic ions on the surface were measured by the above-mentioned 
method. The results are shown in Table 1 . 

so Reference Example 1 

The silicon wafers contaminated with Fe. Al and Cu prepared in Example 1 were dipped in each one of the solutions 
nominated as Nos. 1 1 and 12, having the formations shown in Table 1 , and in ultra -pure water (No. 13), then the silicon 
wafers were treated similarly as in Example 1 . 
55 The results are also shown in Table 1 . 
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55 As can be seen from the data shown in Table 1 , the amount of the metallic ions on the surface of silicon wafers can 
be reduced remarkably by treating with the cleaning agent of the present invention. 
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Example 2 

Each one of the silicon wafers contaminated with Fe, Al and Cu was prepared by the procedures similar to those 
employed in Example 1. In case of carrying out a brush-scrubbing cleaning method, each one of silicon wafers was 

5 treated by use of a rotation brush made of polyvinyl alcohol, and the cleaning agent of the present invention nominated 
as Nos. 14 to 23, having the formations as shown in Table 2. Each one of the silicon wafers was treated at 25 °C, for 1 
minute. After the treatment, the silicon wafers was washed with ultra-pure water and dried by use of a spin-dryer. The 
amount of metallic ions on the surface of the wafers were measured by the procedures similar to those employed in 
Example 1. The results are shown in 

w Table 2. 

Reference Example 2 

In case of cleaning the silicon wafers being contaminated with Fe, Al and Cu used in Example 1 , by use of a rotation 
is type brush made of polyvinyl alcohol, each one of the cleaning agents nominated as Nos. 24 and 25, having the forma- 
tions shown in Table 2 and ultra-pure water (No. 26) was used. The silicon wafers were treated similarly as in Example 
2, and the amount of those metallic ions remained on the surface of the silicon wafers were measured. The results are 
also shown in Table 2. 
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55 

As can be seen from the data shown in Table 2, in case of conducting physical cleaning in combination with use of 
the cleaning agent of the present invention, it is understood that the amount of metallic contaminants remained on the 
surface of silicon wafers were remarkably reduced. Further, as shown from the results performed by the cleaning 
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agents of the present invention nominated as Nos. 14 to 18, the organic acids having 2 or more of carboxyl group, such 
as oxalic acid, citric acid, malonic acid and succinic acid, show cleaning efficiency higher than that of shown by acetic 
acid which is an organic acid having only one carboxyl group. 

5 Example 3 

Each one of silicon wafers provided with wirings of Al and Cu on the substrate surface thereof was dipped in the 
cleaning agent of the present invention, having the formations of Nos. 1 and 2 as shown in Table 1 , respectively, relating 
to Example 1 as mentioned above, at 70 °C for 1 hour. After that, each one of thus obtained silicon wafers was washed 
10 with ultra-pure water and dried by use of a spin-dryer. The metallised wirings on the substrate surface was confirmed 
by a microscopic observation, and further confirmed by a circuit tester whether there is disconnection or not. As the 
result, there were confirmed that neither corrosion of the metallised wirings nor disconnection was observed on the sur- 
face of the silicon wafers which was dipped in the cleaning agent of the present invention. 

15 Reference Example 3 

By the procedures similar to those employed in Example 3, each one of the silicon wafers were treated by use of 
HPM ( HCI : H 2 0 2 : H 2 O = 1 : 1 : 5) and DHF (1% hydrofluoric acid), and confirmed whether or not there were any 
corrosion and disconnection on the surface of the silicon wafers. As the result, there were confirmed that Al and Cu wir- 
20 ings were corroded, and some disconnection were observed. 

As clearly understood from the description in the specification, by using the cleaning agent for the semiconductor 
substrate surface of the present invention and the cleaning method by using said cleaning agent, the metallic contam- 
inants adsorbed and adhered on the semiconductor substrate surface can be removed efficiently without corrosing the 
metallized wirings and without giving adverse effect on the surface planarization as in the case by using a strong acid- 
25 type solution or a strong alkali -type solution being applied in the art. 

Thus, the present invention will contribute greatly in the art. 

Claims 

30 1 . A cleaning agent for the semiconductor substrate surface, which comprises an organic acid having at least one car- 
boxyl group and a complexing agent having chelating ability. 

2. The cleaning agent as claimed in claim 1 , wherein the cleaning agent is an aqueous solution. 

35 3. The cleaning agent as claimed in claim 1 or 2, wherein the organic acid is one having 1 to 3 carboxyl groups. 

4. The cleaning agent as claimed in claim 1 or 2, wherein the organic acid is one having 2 to 3 carboxyl groups. 

5. The cleaning agent as claimed in claim 1 or 2, wherein the organic acid is one selected from the group consisting 
40 of a monocarboxylic acid, a dicarboxylic acid, a tricarboxylic acid, an oxycarboxylic acid and an aminocarboxylic 

acid. 

6. The cleaning agent as claimed in claim 1 or 2, wherein the organic acid is a dicarboxylic acid or an oxycarboxylic 
acid. 

45 

7. The cleaning agent as claimed in claim 6, wherein the oxycarboxylic acid is an oxydicarboxylic acid or an oxytricar- 
boxylic acid. 

8. The cleaning agent as claimed in claim 6, wherein the dicarboxylic acid is one selected from the group consisting 
so of oxalic acid, malonic acid, succinic acid, glutaric acid, adipic acid, pimeric acid, maleic acid, fumaric acid and 

phthalic acid. 

9. The cleaning agent as claimed in claim 6, wherein the oxycarboxylic acid is one selected from the group consisting 
of malic acid, tartaric acid and citric acid. 

55 

10. The cleaning agent as claimed in claim 1 or 2, wherein the complexing agent is one having chelating ability to form 
complex compounds with metallic contaminants on the semiconductor substrate surface. 

11. The cleaning agent as claimed in claim 1 or 2, wherein the complexing agent is one selected from the group con- 
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sisting of an aminopolycarboxylic acid, a phosphonic acid derivative, a condensed phosphoric acid, a diketone, an 
amine, and an inorganic ion selected from the group consisting of a halide ion, a cyanide ion, a thiocyanate ion, a 
thiosuffate ion and an ammonium ion. 

5 12. The cleaning agent as claimed in claim 1 or 2, wherein the complexing agent is a phosphonic acid derivative. 

13. The cleaning agent as claimed in claim 12, wherein the phosphonic acid derivative is one selected from the group 
consisting of ethytenediamine tetra( methyl en ephosphonic acid), ethyl enediamine di(methylenephosphonic acid), 
nitrilotris(methylenephosphonic acid) and 1-hydroxyethytydene-1 , 1 '-diphosphonic acid. 

10 

14. The cleaning agent as claimed in claim 1 or 2, wherein the organic ackj is a dicarboxylic acid or an oxycarboxylic 
acid and the complexing agent is a phosphonic acid derivative. 

15. A cleaning method for the semiconductor substrate surface, which comprises treating the semiconductor substrate 
is surface with a cleaning agent comprising an organic acid having at least one carboxyl group and a complexing 

agent having chelating ability. 

16. The method as claimed in claim 15, wherein the treatment of the semiconductor substrate surface is to dip the sem- 
iconductor in the cleaning agent. 
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